All of the manipulations were carried out by using standard Schlenk techniques under nitrogen. Acetonitrile and dichloromethane were distilled from CaH 2 and were stored under a nitrogen atmosphere. Diethyl ether was distilled from sodium metal and was stored under a nitrogen atmosphere. The other chemicals used were commercially available. NMR spectra ( 1 H and 13 C{ 1 H}) were recorded at ambient temperature on a JNM AL-400 spectrometer. 1 H and 13 C{ 1 H} NMR data were analyzed with reference to the residual peaks of the solvent. Elemental analyses were carried out using a Perkin-Elmer 2400 II elemental analyzer. IR spectra were recorded on a Perkin-Elmer TIR-Spectrum One spectrometer. 57 Fe Mössbauer spectrum was obtained by using a Wissel Mössbauer spectrometer and a cryostat. The Mössbauer parameters were obtained by least-squares fitting to Lorentzian peaks. The isomer shift values are referred to metallic iron.
Electronic Supplementary Material (ESI) for Dalton Transactions. This journal is © The Royal Society of Chemistry 2015 ~ 2 S Method (i) . An acetonitrile solution (10 mL) of Fe 3 (CO) 12 (0.21 mmol, 103.4 mg) and InBr 3 (0.62 mmol, 218.4 mg) was stirred for 30 min at 80 °C. The color of the solution turned to yellow, along with generation of CO gas. Removal of the volatile materials by vacuum afforded an oily yellow residue. Complex 2 (0.26 mmol, 307.7 mg, 85%) was isolated by crystallization from acetonitrile/diethylether. Method (ii). An acetonitrile solution (10 mL) of Fe 2 (CO) 9 (0.48 mmol, 174.5 mg) and InBr 3 (0.96 mmol, 340.1 mg) was stirred for 1 h at 80 °C. CO gas was evolved and the color change to yellow occurred. Removal of the volatile materials by vacuum afforded an oily yellow residue. 2 (0.42 mmol, 499.6 mg, 88%) was isolated by crystallization from acetonitrile/diethyl ether. (10 mL 
ynthesis of [Fe(CH 3 CN) 6 ][cis-(InBr 3 ) 2 Fe(CO) 4 ] (2):

Synthesis of [Fe(CH 3 CN) 6 ][cis-Fe(InI 3 ) 2 (CO) 4 ] (3): An acetonitrile solution
